(SEM micrographs) of the educt [1] 
Supporting Information
In situ ligand exchange-mediated 0D/1D transformation of a polyoxovanadate M. Wendt, P. Polzin, J. van Leusen, C. Näther, P. Kögerler, W. Bensch Figure S1 (SEM micrographs) of the educt [1] {Ni(en) 3 Table S1 . Figure S1 . SEM pictures of the precursor {Ni(en) 3 The TG curve of II displays a first step with a mass loss of Δm = 8 % up to 200 °C indicating the loss of ca. 19 H 2 O molecules (Δm calculated = 8.7%). The losses of the ethylenediamine and phenanthroline ligands could be occur as next steps, but the POV cluster shell decomposes above 600 °C [1] and there are no clear steps until this temperature, which can be surely assigned to those mass losses ( Figure S2 ). The residual powder was investigated by CHN analysis and revealed that the sample does not contain C, H or N. XRPD analysis showed reflections of VO, V 2 O 3 Sb 2 O 3 and NiSb. The XRPD pattern demonstrates phase purity of the sample comparing a measured pattern of II with the calculated one obtained from the single crystal structure refinement ( Figure S4 ). Further experiments to validate the ligand exchange were performed using pure phenanthroline ( Fig. S5 a) ), [Eu(phen) 2 (NO 3 ) 3 ] (Fig. S5 b) ) or [Cr(phen) 2 Cl 2 ]Cl (Fig. 5 c) ). The values for the bond lengths, angles and calculated BVS [2] for the oxidation states are all in a typical range reported for the {V 15 Sb 6 O 42 } cluster shell. [3, 4, 5, 6, 7, 8, 9] The BVS values range (Table S4) . Table S5 represents Ni-O and Ni-N bond lengths and angles. The interatomic distances and O-HO/N angles are summarized in Table S6 . 
Ni ( Figure S5 . Figure S6 shows the arrangement of the water cluster in the structure. 
Additional magnetochemical analysis
As indicated in the main text, we further elaborate the analysis of the magnetic data.
Assuming that the exchange interactions mediated by the Ni 2+ center within the {V 15 Sb 6 }-Ni chain is small, the contribution of the Ni 2+ centers can be estimated by subtracting the χ m T vaues [10] employing the "full" model Hamiltonian using the computational framework CONDON 2.0 [11, 12] assuming in first approximation similar Ni 2+ centers in a ligand field of D 4h symmetry and considering the exchange interactions in a mean-field approach yields a fit of quality SQ = [10] blue circles: differences of data of compound II and the {V 15 Sb 6 } anion; red lines: least-squares fits.
